NASA
Technical
Memorandum

NASA TM - 100397

By M.D. Danford

Materials and Processes Laboratory
Science and Engineering Directorate

April 1990

(NASA-TM-100397) THE TEMPERATURL VARITIATION
OF HYTAOGEN LUIFFUSION COZFRICTIENTS IN MFTAL
ALLNYS (NASA) 18 p CSCL 07D

NASA

National Aeronautics and
Space Administration

George C. Marshall Space Flight Center

MSFC - Form 3190 (Rev. May 1983)

G3/2%

THE TEMPERATURE VARIATION OF HYDROGEN
DIFFUSION COEFFICIENTS IN METAL ALLOYS

N9U-21430

unclas
0279339






ACKNOWLEDGMENTS

The author wishes to thank Mr. Barry D. Moody for valuable assistance in setting up the
experimental apparatus. Thanks are also due Mr. Tom Morris for solving electrical problems
associated with the measurements. The assistance of these people is gratefully acknowledged.






Report Documentation Page

Sl Aron it e
S o

1. Report No. 2. Government Accession No. 3. Recipient’s Catalog No.

NASA TM-100397

"4 Title and Subtitle 5. Report Date
. o April 1990
The Temperature Variation of Hydrogen Diffusion P i
Coefficients in Metal A“O)’S 6. Performing Organization Code
7. Authors) 8. Performing Organization Report No. ]

M.D. Danford

10. Work Unit No.

9. Performind Organization Name and Address

11. Contract or Grant No.

George C. Marshall Space Flight Center
Marshall Space Flight Center, Alabama 35812

13. Type of Report and Period Covered

12. Sponsoring Kg_eﬁcy Name and Address Technical Memorandum

National Aeronautics and Space Administration
Washington, D.C. 20546

14. Sponsoring Agency Code

15. Supplementary Notes

Prepared by Materials and Processes Laboratory, Science and Engineering Directorate.

| 16. Abstract.

Hydrogen diffusion coefficients have been measured as a function of temperature for a
few metal alloys using an electrochemical evolution technique. Results from these
measurements are compared to those obtained by the time-lag method. In all cases, diffusion
coefficients obtained by the electrochemical method are larger than those by the time-lag
method by an order of magnitude or more. These differences are attributed mainly to hydrogen

trapping.

17. ‘Key Words (Suggested by Authorls)) 18. Distribution Statement

hydrogen diffusion coefficients, temperature
variation of hydrogen diffusion coefficients, Unclassified — Unlimited
electrochemical methods, hydrogen trapping,
hydride formations

19. Security Classif. {of this report) 20. Security Classif. {of this page) 21. No. of pages 22 Price

Unclassified Unclassified 17 NTIS

NASA FORM 1626 OCT 86
For sale by the National Technical Information Service, Springfield, VA 22161-2171







TABLE OF CONTENTS

Page
INTRODUGCTION . .ottt e e ettt e 1
EXPERIMEN T T AL . .. oottt e et et et et st 1
CALCULATION S . ottt e e ettt 2
RESULTS AND DISCUSSION ..ottt et 3
CONCLUSION S . oottt e et ettt 4
REFERENCES ...ttt e et e 6

iii



Figure

Table

LIST OF ILLUSTRATIONS

The autoclave SYSeM ... ... oot
Exploded view of the sample holder ............................o
Electrochemical and time-lag curves for Waspaloy........................................
Electrochemical and time-lag curves for Incoloy 903 .......................................
Electrochemical and time-lag curves for Inconel 718 .......................................

Electrochemical and time-lag curves fornickel 270 ..o,

LIST OF TABLES

Title
Comparison of diffusion coefficients at 25 °C for old and new methods..................

Comparison of Arrhenius parameters for electrochemical evolution
and time-lag methods ......... ...

Comparison of diffusion coefficients at 25 °C for time-lag and
electrochemical methods ..................o

Values of diffusion coefficients at 537 °C as obtained from
electrochemical method by extrapolation .................................o.

Variation of Co with temperature for Waspaloy..............................oc .

iv

10

10

11

12

12

12



TECHNICAL MEMORANDUM

THE TEMPERATURE VARIATION OF HYDROGEN DIFFUSION
COEFFICIENTS IN METAL ALLOYS

INTRODUCTION

The determination of hydrogen diffusion coefficients in metals by the time-lag technique is a
permeation method which has often yielded diffusion coefficients too small by some orders of mag-
nitude compared with more recent data obtained by other techniques, such as the evolution method.
These differences have been attributed to the effects of surface layers, such as oxide films, which
coat the metal surface [1]. In the time-lag technique, an evacuated system is filled with hydrogen
gas on one side of a metal membrane, and the build-up of pressure on the other side as the
hydrogen diffuses through the membrane is measured as a function of time. From these data, the
delay in pressure response due to diffusing hydrogen is obtained and the resulting hydrogen
diffusion coefficient is calculated.

In an attempt to understand differences in results for hydrogen diffusion coefficients
obtained with the time-lag method and electrochemically measured results obtained by evolution
methods, Inconel 718, Waspaloy, Incoloy 903, and pure nickel, which have also been studied by
the time-lag technique [2,3,4], have been studied electrochemically using an evolution technique.
The amount of hydrogen diffusing to a metal surface is measured as a function of time, and the
hydrogen diffusion coefficient is obtained. To accomplish this, it was necessary to employ an
autoclave system to contain liquids under pressure at higher temperatures. Inconel 718, Waspaloy,
Incoloy 903, and Pratt & Whitney (P&W) 1480 alloy were studied at 25 °C, 75 °C, and 125 °C,
while nickel and MAR-M246(Hf) were studied only at 25 °C and 75 °C. Waspaloy was studied in
the temperature range of 200 °C to 560 °C by the time-lag technique [3], Inconel 718 at 150 °C to
500 °C [2], Incoloy 903 at 150 °C to 500 °C [2], and nickel at 25 °C to 500 °C [4). P&W 1480
and MAR-M246(Hf) have not been studied by the time-lag method. The differences between results
from the time-lag method and the electrochemical method are discussed and a possible
explanation for these differences presented. Results for P&W 1480 and MAR-M246(Hf), which
have not been studied by the time-lag method, are also presented.

EXPERIMENTAL

The autoclave system is shown in figure 1 with the silver/silver chloride high temperature
reference electrode in the foreground and the platinum counter electrode at the left side of the
autoclave. The working electrode containing the sample is in the center of the autoclave. The
temperature controller is shown at the left of figure I. Specimens were studied at 25 °C, 75 °C,
and 125 °C. In each case, the potential of the silver/silver chloride electrode was adjusted to main-
tain a potential of +0.25 V (NHE). The sample holder, or working electrode, employed was an
adaptation of that shown in figure 2. The glass electrode holder shown in figure 2 was eliminated,



and the sample holder body was made from virgin Teflon, giving better performance at high
temperatures. The metal rod supporting the sample holder body was covered with heat-shrink
tubing to prevent contact with the electrolyte. The point of contact of the metal rod with the
sample holder body was coated with epoxy cement to prevent entry of the electrolyte into the
sample holder. The metal support rod was electrically isolated from the body of the autoclave to
give reasonably low blank currents from only the sample in contact with the surrounding
electrolyte.

The EG&G-PARC model 350A corrosion measurement console was employed for all meas-
urements in this work. The modified sample holder presented a sample area of 1.0 cm? in contact
with the electrolyte solution, in this case 0.IN NaOH. The samples consisted of circular metal
disks of 1.59-cm diameter and 0.16-cm thickness. The samples were prepared by wet sanding and
degreasing with trichloroethylene. Sample blanks were run at a constant potential of 0.25 V (NHE)
for 11,500 seconds for each sample at each temperature with the value of the current being
recorded at 500-second intervals.

After blank determinations, samples were electrolytically charged with hydrogen at 150 °C
in a salt bath consisting of a molten eutectic mixture of sodium bisulfate and potassium bisulfate.
This charging temperature insured an essentially uniform initial hydrogen distribution in the sample
after charging. Each sample was charged for | hour at a current density of 95 mA/cm?. Data for
the hydrogen-containing samples were collected in the same manner as those for the blanks, with
the currents due only to hydrogen being obtained by subtraction of blank values. After each run,
the current versus time data were read to an IBM PC/AT computer for analysis.

CALCULATIONS

For a uniform initial hydrogen distribution in a flat sample where the sample contains a
uniform concentration of hydrogen, Co, throughout, C(X,t), where X is a particular sample depth
and 1 is a particular time, is given by:

_ 4Co
C(X t) ™ IME() (2"1 + I) L

| o @m+ hmX xp[—D(zm; l)zﬁz:] . 0

Here, L is the sample thickness and D is the diffusion coefficient. The amount of hydrogen
desorbed after a time 7 is given by:

L
Q) = Qime-0.09573414 [ Cx.ax 2)
0

Here, d is the metal densny, and the conversion factor is that necessary to convert from ppm-cm to
coulombs/cm?. Q7 is the total amount of hydrogen initially contained in the sample, and its value
is obtained experimentally, as has been previously discussed [5]. In practice, it has been customary
to use only the data obtained after a long time (25 to 42 hours) to obtain values of the hydrogen



diffusion coefficients since only the first term of the series in equation (1) is then significant,
greatly facilitating the calculations. However, limitations of the plastic sample holders and the high
temperature reference electrode precluded containment of the samples for such periods at high
temperature. It was necessary to reduce the experiment time to 11,500 seconds and to use the
entire series in equation (1) in order to use data at small time.

To obtain the value of the current at a given time, it is necessary to differentiate equation
(2) with respect to time, giving: ‘

L

10 = 95.734.1d | % CX.ndX . 3)
0 ¢

I(1) is thus given in microamps/cm” and the other symbols have the same significance as before.
The derivative of C(X,t) with respect to time is given by:

w’
- d 4CoDmw .
L CXH = — 2 m+1) s
pT (X,1) 5 m=0(2 1) sin

5

- pl

QCm+ X exp[_D(zm + D t] . (4)

L L’
Equations (3) and (4) were incorporated into the general nonlinear least squares program ORGLS
[6], the parameters being Co and D. For given values of X and t in equation (4), it has been deter-
mined that 25 terms of the series are sufficient to give a satisfactory solution to the equation.
Values of C(X,t) for a given time were calculated for ten values of X across the sample thickness,
ranging from X=o0 to X=L. The integration in equation (4) was performed numerically, using
interpolation to make a finer grid and increase accuracy. Fits of the theoretical currents to the
observed currents were always very good, but the calculation was slow due to its complexity.
However, parameter errors were always small. A comparison of diffusion coefficients obtained by
this method at 25 °C with those obtained by measurements after a long time is made in table 1 for
some of the metal alloys studied.

RESULTS AND DISCUSSION

In cases where hydrogen diffusion coefficients were obtained at 25 °C, 75 °C, and 125 °C,
the three points were fitted by least squares to the Arrhenius equation:

log D = —E/2.303RT + log Do . (35)

From this procedure, values of the slope, _E/2.303R, and intercept, log Do, were obtained. In the
case of nickel 270 and MAR-M246(Hf), where diffusion coefficients were measured at 25 °C and
75 °C, values of the parameters were determined through solution of the simultaneous equations.
Values of the parameters obtained are listed in table 2, and compared to those obtained by the
time-lag technique for Waspaloy, Incoloy 903, Inconel 718, and nickel 270. Graphs of the electro-
chemical results, together with those obtained through extrapolation of time-lag results, are shown



in figures 3 to 6. As the figures show, diffusion coefficients for the time-lag technique are always
smaller than those for the electrochemical evolution technique. The slopes of the lines obtained by
the electrochemical method are about the same as those for the time-lag method, within the experi-
mental error, except for that of Incoloy 903. A comparison of diffusion coefficients at 25 °C by
the electrochemical method with those from the time-lag method is made in table 3, and the ratios
between results for the two methods are listed. As table 3 shows, the results differ by about three
orders of magnitude for Waspaloy and Incoloy 903, two for Inconel 718, and only one for nickel
270, the ratio being only 27. Waspaloy, Incoloy 903, and Inconel 718 trap hydrogen strongly, and
contain either niobium or titanium or both, which form very stable hydrides [7]. The order of
affinity for hydrogen has been determined to be Ta>Ti>Nb>Hf>V>Cr>Mo, Co, Ni [7]. The
values of the ratios strongly suggest that hydrogen trapping plays an important role in the differ-
ence between time-lag and electrochemical results. Nickel, which has the smallest ratio, also dis-
plays the smallest trapping percentage. In addition, as the order of hydrogen affinities shows,
nickel is one of the elements with the smallest hydrogen affinity. Also, the hydrides of nickel are
unstable, and are readily decomposed [8].

Values of diffusion coefficients calculated at 537 °C using the Arrhenius relation are listed
in table 4. Diffusion coefficients for Inconel 718, Incoloy 903, and P&W 1480 are the smallest at
this temperature. Inconel 718 contains about 6 percent of niobium plus titanium, elements which
form very stable hydrides. Incoloy 903 contains 1.2 percent Nb, 1.2 percent Ta, and 1.4 percent
Ti, all highly stable hydride formers. Further, it is liberally interspersed with carbides of Ti and Ti
plus Nb, which have been determined to be high energy hydrogen traps [9]. P&W 1480 contains
12 percent Ta, which has the highest hydrogen affinity of all elements investigated. The stability of
these hydrides at higher temperatures is postulated to be primarily responsible for the smaller
hydrogen diffusion coefficients at 537 °C.

Typical variation of Co, the initial mobile hydrogen concentration in the metal, with
temperature is illustrated in table 5 for Waspaloy. As table 5 shows, the value of Co increases as
the temperature is increased. That is, the amount of mobile hydrogen increases with increasing
temperature. This is an expected result, since hydride stability decreases with increasing tempera-
ture, and the amount of mobile hydrogen available is therefore greater.

CONCLUSIONS

Hydrogen diffusion coefficients, as measured by an electrochemical evaluation method, are
larger by two or three orders of magnitude than those obtained by the time-lag method. Although
the formation of oxide films may play a minor role in these differences, it is postulated that the
major differences are attributable to hydrogen trapping. Hydrogen trapping has also been set forth
as being responsible for similar differences between time-lag results and results obtained with
break-through methods [10]. Nickel 270, which displays the lowest ratio of any of the alloys
investigated, also has the smallest trapping percentage, and forms unstable hydrides. Smaller
hydrogen diffusion coefficients, calculated at 537 °C, are obtained for Inconel 718, Incoloy 903,
and P&W 1480, all of which contain elements with high hydrogen affinity.



The amount of mobile hydrogen in metals charged under the same conditions increases with
increasing temperature, attributed to the fact that metal hydrides become less stable at higher
temperatures. Thus, more hydrogen is available for diffusion.
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Figure 4. Electrochemical and time-lag curves for Incoloy 903.
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Table 1. Comparison of diffusion coetficients at 25 °C for old and new methods.

Material

Incoloy 903
Waspaloy
Nickel 270
P&W 1480

MAR-M246 (Hf)

New Method
8

DX10 ,cm2/s

01d Method

DX10

8,cm2/s

Table 2. Comparison of Arrhenius parameters* for electrochemical evolution and time-lag methods.

Material
E
cal/K/mole

Waspaloy 12,573
Incoloy 903 8,246
Inconel 718 9,397
Nickel 270 11,065
P&W 1480 7,113
MAR-M246 (HF) 15,757

*D = Do exp(-E/RT)

Electrochenical

Time-lag

bo E Do

cm2/s cal/K/mole cm2/s
2.95x101 13,139 9.25x%1073
3.22x1072 12,590 2.46x1072
3.07x10 2 11,900 1.07x10"2
1.785 9,390 4.02x10"3
9.36x103 - -
4.88x10° - -
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Table 3. Comparison of diffusion coefficients at 25 °C for time-lag and electrochemical methods.

Material Electrochemical Time~lag Ratio %HzTrapDinq
cm2/s cm2/s 150 °c
-8 -12 3
Waspaloy 1.2x10 2.13x10 5.59x10 56.4
I -8 -11 3
ncoloy 903  2.9x10 1.4x10 2.07x10 57.3
Inconel 718 5.9x102 1.4x10711 4.21x10%2 81.5
Nickel 270 1.4x108 5.2x10"10 2.69%x101 29.9

Table 4. Values of diffusion coefficients at 537 °C as obtained from electrochemical
method by extrapolation.

Material D,537 °C

cmz(sec)
Waspaloy 1.2x1072
Incoloy 903 1.9x10 %
Inconel 718 9.0x10°°
Nickel 270 1.9x1073
P&W 1480 1.1x1074
MAR-M246 (Hf) 1.9x1073

Table 5. Variation of Co with temperature for Waspaloy. *

Temperature, °c Co, ppm
25 1.30
75 3.52
125 5.65

* All samples charged at 150 °C at a current density of 95 mA/cmZ.
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